Crystallographic Data Centre as supplementary publication no. CCDC-1866977. Copies of the data can be obtained free of charge from www.ccdc.cam.ac.uk/conts/retrieving.html Molecular orbital distributions were calculated at the B3LYP/6-31G*/lanl2dz level using the Gaussian 09 program package. [1] The 6-31G* basis set was employed for H, C, N, O atoms, while the iridium atom was described by the Hay-Wadt effective core potential (ECP) and a double-basis set LANL2DZ. Transmission electron microscopy (TEM) and electron diffraction analyses of the samples were obtained using a TECNAI F20 microscope. The samples were prepared by placing microdrops of the solution on a holey carbon copper grid.
Diameter and diameter distribution of the nanoparticles were determined by a Malvern Zetasizer Nano instrument for dynamic light scattering (DLS). Confocal laser scanning microscopy (CLSM) images were taken using a Zeiss LSM 700 (Zurich, Switzerland).
Synthesis of A1: Triphenylamine (5.00 g, 20 mmol) and Cu(NO 3 ) 2 (3.23 g, 13 mmol) in acetic acid (60 ml) was stirred at room temperature for 12 h. The mixture was poured into water (500 mL), and then filtered. The crude product was purified by column chromatography with petroleum ether / ethyl acetate (100:1 v/v) as eluent. An orange-red solid was obtained (82% yield). After cooling to room temperature, the mixture was poured into water (500 ml), and then filtered. After recrystallization from acetic acid a yellow solid was obtained (57% yield). 
Synthesis of B1:
A 100-mL two-necked flask, equipped with a reflux condenser and a dropping funnel, was charged with A1 (5.00 g, 17 mmol), 10% Pd/C catalyst (0.862 g) and ethanol (50 ml). The mixture was stirred at 0 o C under a nitrogen atmosphere. Then, hydrazine monohydrate (10 ml) was slowly added dropwise and subsequently refluxed for 6 h. The mixture was filtered using a Buchner funnel and washed with THF. The filtrate was evaporated in a rotary evaporator, followed by recrystallization from ethanol to yield white crystals (92%). 
Synthesis of B2:
The procedure was the same as that of B1, except A2 was used instead of A1. White crystals were obtained (89% yield). 
Synthesis of B3:
The procedure was the same as that of B1, except A3 was used instead of A1. Gray crystals were obtained (83% yield). 63, 168.39, 167.30, 155.34, 152.65, 150.30, 149.28, 148.64, 147.92, 147.60, 144.61, 144.09, 144.03, 136.59, 135.36, 134.14, 133.08, 132.59, 129.21, 129.02, 128.93, 128.58, 127.89, 126.86, 126.62, 123.87, 123.70, 123.62, 123.43, 123.31, 122.21, 121.50, 121.18, 119.73, 118.94, 118.80, 117 66, 168.37, 167.31, 155.31, 152.61, 150.50, 149.25, 148.26, 147.98, 147.52, 144.60, 144.08, 143.97, 136.63, 136.52, 135.34, 134.18, 133.08, 132.57, 129.23, 128.95, 128.73, 128.62, 127.89, 126.86, 126.64, 123.73, 123.57, 123.03, 122.98, 121.49, 121.21, 119.58, 118.91, 118.84, 117.71, 111.49 Synthesis of PS1/PS2/PS3 NPs: A mixture of the iridium complex PS1, PS2 or PS3 (1 mg) and DSPE-PEG-MAL (2 mg) in THF (1 ml) was sonicated for 1 min, the mixture was poured into water (10 mL) and then was sonicated for 5 min. The solution was stirred at room temperature for 24 h to evaporate THF. Subsequently, HIV-1 Tat (500 µg/mL, 150 µL) was added into the above solution and stirred at room temperature for 12 h. The excess HIV-1 Tat was removed by dialysis using a 10 000 molecular weight cutoff membrane. NPs were obtained by filtration through a 0.2 µm syringe-driven filter. ) were added into the cell culture medium separately. They were incubated for 0.5 h, 2 h and 6 h. Subsequently, 4 ,6-diamidino-2-phenylindole (DAPI) was used to stain the cell nuclei. Finally, the outcomes were observed by CLSM with excitation at 488 nm.
Intracellular ROS assays: HeLa cells were seeded in 6-well culture plates at a density of ) were added into cell culture medium separately. After incubating for 6 h, the The unloaded PSs were eliminated by filtration through a 0.2 m syringe-driven filter
